1,2 Due to notable differences in the solubility and crystal morphology, it was possible to isolate the pure phase of 2a before the first crystals of 3a appeared.
Crystal samples of 2a had an exceptionally high content of solvent water, approximately 68 H 2 O per molecule (12.8%) based on crystal analysis (the actual number of water molecules might be even higher given the disorder associated with loosely bound solvent molecules); they easily release their lattice water upon removal from the mother solution and developed crack within a minute. Consequently, TG/DTA results ( Fig. S1 ) showed a much lower water content (7.9%). In contrast, crystals of 3a were considerably more resistant to water loss and retained crystallinity even after hours of exposure to air. Fig. S2 ) indicates that the solid state structure is retained in solution. It exhibits only one broad peak at −11.7 ppm (Δν 1/2 = 125 Hz), which is attributed to the two distal phosphorus atoms (P2). The signal for the two proximal phosphorus atoms (P1) is too broadened for detection, due to their close proximity to the paramagnetic Mn centers. X-ray crystallographic structure determination: Suitable crystals were coated with Paratone-N oil, suspended on a small fiber loop, and placed in a cooled nitrogen stream at 173(2) K on a Brüker SMART 1000 CCD sealed-tube diffractometer with graphite-monochromated Mo Kα (0.71073 Å) radiation. A sphere of data was measured using a series of combinations of φ and ω scans with 10 s frame exposures and 0.3° frame widths. Data collection, indexing, and initial cell refinements were all handled using SMART software. 4 Frame integration and final cell refinements were carried out using SAINT software. 5 The SADABS program was used to carry out absorption corrections. 6 The structure was solved using Direct Methods and difference Fourier techniques (SHELXTL, V6.12). 7 All metal atoms (W and Mn) were refined anisotropically; the rest were isotropically refined. Scattering factors and anomalous dispersion corrections were taken from the International Tables for X-ray Crystallography. 8 Structure solution, refinement and generation of the crystallographic information file were performed by using SHELXTL, V6.12 software. 7 Not all of the counterions (Na + ) and the lattice water molecules could be located due to disorder. Therefore, thermogravimetric and elemental analyses were used to determine the number of water molecules and countercations, instead. ), which are required to accurately describe the magnetic dipole orientation with respect to the local symmetry elements. 
